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N-(2,6-Dihydroxyphenyl)acetamide (2).
19) 2-Nitroresorcinol (15, 1.0 g, 6.4 mmol) was dissolved in MeOH (20 mL) and 10% Pd/C (100 mg) was added to the solution. After stirring overnight under hydrogen atmosphere, the reaction mixture was passed through Celite ® pad. The filtrate was cooled to -40ºC and AcCl (2 mL) was added dropwise. The mixture was warmed to rt and stirred for 5 hours.
The reaction mixture was evaporated and suspended in acetone. The resulting suspention was filtered and the filtrate was dried to give 2 (0.57 g, 53%). 
FD-MS (positive)
:
1,3-Bis(benzyloxy)-2-nitrobenzene (16).
2-Nitroresorcinol (15, 1.66 g, 10.7 mmol) was dissolved in MeCN (40 mL) and K 2 CO 3 (5.0 g, 36.2 mmol), benzyl bromide (3.0 mL, 25.2 mmol) was added.
After stirring for 10 days, the reaction mixture was filtered and the filtrate was evaporated. The residue was purified by silica-gel column chromatography (Hexane/EtOAc) to give 16 (2.67 g, 74%). 
HR-FD-MS (positive)
2,6-Bis(benzyloxy)-N,N-dimethylaniline (17).
Compound 16 (934.5 mg, 2.8 mmol) was dissolved in acetic acid (50 mL) and zinc powder (10.8 g, 165.1 mmol) was added. After stirring for 30 min, the reaction mixture was passed through Celite ® pad and evaporated. The residue was dissolved in acetone (5 mL) and K 2 CO 3 (336 mg, 2.4 mmol), iodomethane (0.39 mL, 5.93 mmol) was added. The mixture was refluxed overnight, then cooled to rt, filtered and evaporated. The residue was purified by silica-gel column chromatography (Hexane/EtOAc) to give 17 (730.4 mg, 79%). 
HR-FD-MS (positive)
1-Iodo-2,4-bis(methoxymethoxy)-3-nitrobenzene (20).
22) 2-Nitroresorcinol (15, 1.61g, 10.4 mmol) was dissolved in TFA (45 mL) and NIS (2.28 g, 10.1 mmol) was added in portion at 0ºC. After stirring for 30 min at rt, cold water was added to the reaction mixture and extracted with toluene. The organic layer was washed with sat. NaHSO 3 aq., dried over sodium sulfate and evaporated to dryness.
The residue was dissolved in DMF (45 mL), i-Pr 2 NEt (4.5 mL, 27.6 mmol) and MOMCl (2.55 mL, 31.6 mmol) was added and stirred for 5 hours at rt. Water was added to the reaction mixture and the resulting solution was extracted with EtOAc. Organic layer was washed with water, dried over sodium sulfate and evaporated to dryness. The residue was purified by silica-gel column chromatography (Hexane/EtOAc = 5/1) to obtain 20 (3.56g, 93% Methyl 2-methoxy-4-methoxymethoxy-3-nitrocinnamate (22) . Compound 21 (1.45 g, 5.12 mmol) was dissolved in acetone (5 mL) and K 2 CO 3 (307 mg, 2.2 mmol), MeI (0.36 mL, 5.8 mmol) was added.
The mixture was refluxed for 5 hours, cooled to rt, filtered and the filtrate was evaporated to dryness.
Water was added to the residue and the resulting suspension was extracted by EtOAc. The organic layer was washed with brine, dried over sodium sulfate and evaporated to dryness. The residue was purified by silica-gel column chromatography (Hexane/EtOAc = 5/1) to obtain 22 (0.87 g, 58% 
3-(3-Amino-4-hydroxy-2-methoxyphenyl)propanol (9).
Compound 25 (48 mg, 0.16 mmol) was suspended in water (3.2 mL) and refluxed for two hours. The reaction mixture was cooled and extracted with EtOAc. The organic layer was washed with brine, dried over sodium sulfate and evaporated to obtain pure 9 (17.4 mg, 55%). 
HR-FD-MS (positive): Found
Methyl 2-benzyloxy-4-hydroxy-3-nitrocinnamate (27).
Compound 26 (2.09 g, 5.6 mmol) was dissolved in MeOH (50 mL) and AcCl (4.4 mL) was added. After stirring overnight, water was added and the reaction mixture was extracted with EtOAc. Organic layer was washed with brine, dried over sodium sulfate and evaporated to dryness. The residue was purified by silica-gel column chromatography (Hexane/EtOAc = 2/1) to obtain 27 (1.51 g, 82%). 
HR-FD-MS (positive): Found
Methyl 2-benzyloxy-4-methoxy-3-nitrocinnamate (28).
Compound 27 (1.51 g, 4.59 mmol) was dissolved in acetone (20 mL) and K 2 CO 3 (275 mg, 1.99 mmol), MeI (0.32 mL, 5.1 mmol) was added.
The mixture was refluxed for 5 hours and K 2 CO 3 (100 mg, 0.72 mmol), MeI (0.20 mL, 3.2 mmol) was added again. After refluxing overnight, the reaction mixture was cooled and filtered. The filtrate was evaporated, water was added to the residue and the suspension was extracted with EtOAc.
Organic layer was washed with brine, dried over sodium sulfate and evaporated to dryness. The residue was purified by silica-gel column chromatography (Hexane/EtOAc = 3/1) to obtain 28 (1.80 g, quant). Hz, H-6') ppm. Hz, H-6') ppm. 
HR-FD-MS (positive): Found
General procedure for the synthesis of 4-acyl-2-nitroresorcinol (33).
Compound 32* (10 mmol) was dissolved in acetic acid (20 mL) and the mixture of 70% nitric acid aq. (1.4 mL) and acetic acid (10 mL) was added drop by drop. After stirring for 6 hours, the reaction mixture was diluted by water and extracted with EtOAc. The organic layer was washed by water, dried over sodium sulfate and evaporated to dryness. The residue was purified by silica-gel column chromatography (Hexane/EtOAc) to obtain 33a-g (12-27%).
*Commercial compound was used for 32a,b. 
